Figure S1
1 H NMR spectrum of 1 (400 MHz, [D 6 ]DMSO, 300 K).
Figure S2
13 C NMR spectrum of 1 (100 MHz, [D 6 ]DMSO, 300 K).
Figure S3
ESI-MS (positive ion mode) spectrum of 1.
Figure S4
1 H NMR spectrum of 2 (400 MHz, [D 6 ]DMSO, 300 K).
Figure S5
13 C NMR spectrum of 2 (100 MHz, [D 6 ]DMSO, 300 K). 
Figure S7
1 H NMR spectrum of 3 (400 MHz, CDCl 3 , 300 K).
Figure S8
13 C NMR spectrum of 3 (100 MHz, CDCl 3 , 300 K).
Figure S9 ESI-MS (positive ion mode) spectrum of 3.

Figure S10
1 H NMR spectrum of 4 (400 MHz, CDCl 3 , 300 K).
Figure S11
13 C NMR spectrum of 4 (100 MHz, CDCl 3 , 300 K).
Figure S12 ESI-MS (positive ion mode) spectrum of 4.
Figure S13
1 H NMR spectrum of 5 (400 MHz, CDCl 3 , 300 K).
Figure S14
13 C NMR spectrum of 5 (100 MHz, CDCl 3 , 300 K).
Figure S15 ESI-MS (positive ion mode) spectrum of 5.
Figure S16
1 H NMR spectrum of 6 (400 MHz, CDCl 3 , 300 K).
Figure S17 13 C NMR spectrum of 6 (100 MHz, CDCl 3 , 300 K).
(*an unwanted peak due to some unknown impurity)
Figure S18 ESI-MS (positive ion mode) spectrum of 6.
Figure S19
1 H NMR spectrum of 7 (400 MHz, CDCl 3 , 300 K).
Figure S20
13 C NMR spectrum of 7 (100 MHz, CDCl 3 , 300 K).
Figure S21
ESI-MS (positive ion mode) spectrum of 7.
was achieved after 1 h as confirmed by 1 H NMR spectroscopic analysis (vide Table S1 and Figure   S22 Table S1 and Figure S22 ).
(ii) Experiment with decoordinated ruthenium complex: was added to the same reaction mixture and monitored again by 1 H NMR spectroscopy for completion of the protonation reaction and generation of the protonated complex after 1 h. To the above solution containing the protonated complex, equivalent amount of NEt 3 (22 μL, 0.14 M solution in CDCl 3 , ~2.97 μmol) was added and monitored by 1 H NMR spectroscopy for completion of deprotonation and regeneration of the deprotonated (or decoordinated) complex after 1 h. The study was repeated for the second time and the results were found to be reproducible (vide Table S2 and Figure S23 ). S3 The data are shown below in Table  S3 and the DPV plots are shown in Figures S24-S25 . Figure S24 Partial DPV plots of 3 (black), Decoordinated (red), Protonated (blue), Heterobimetallic (green) complexes (see Table S3 ). The peaks correspond to the Ir III /Ir IV redox couple of "Ir III (C carbene^Cpyridyl )Cp*Cl" moiety (based on correlation with similar studies as reported by Crabtree et al. S3 ). The high-potential region is omitted as these peaks correspond to solvated and other species generated in solution (as reported by Crabtree et al. S3 ).
Figure S25 DPV plots of complexes 4 (black), Decoordinated 5 (red), Protonated 6 (blue), Heterobimetallic 7 (green) (see Table S3 ). The peaks correspond to the Ru II /Ru III redox couple of "Ru II (C carbene^Cpyridyl )(p-cym)Cl" moiety (based on correlation with similar studies as reported by Crabtree et al. S3 ). The high-potential region is omitted as these peaks correspond to solvated and other species generated in solution (as reported by Crabtree et al. S3 ). 
IV. Additional ESI-MS spectra (of decoordinated
V. X-ray structure analysis:
Single crystals of 3 and 4 suitable for X-ray diffraction studies were grown from solutions in CH 2 Cl 2 by solvent diffusion and vapour diffusion of hexane at ~ 4 °C respectively. Data collection were carried out on a Bruker SMART APEX II CCD diffractometer with graphite monochromated Mo Kα (λ = 0.71073 Å) radiation at 140 K. Structures were solved with direct methods using SHELXS-97 and refined with full-matrix least-squares on F 2 using SHELXL-97 S4 . All non-hydrogen atoms were refined anisotropically. The hydrogen atoms were placed in calculated positions and refined using a riding model with isotropic displacement parameters. During the refinement cycles for the structure of instructions combined with anisotropic refinement were performed for these carbon atoms but no improvement was achieved. So, isotropic refinement was applied to these 7 carbon atoms to achieve a convenient convergence. The carbon atoms in the pentamethyl cyclopentadienyl ligands were treated with DELU and SIMU instructions with idealized rigid pentamethyl Cp ring model. In the structure of 4, hydrogen atoms associated with the two water molecules of crystallisation (O1W and O2W) could not be directly located from difference Fourier maps. Attempts to include these atoms in calculated positions did not improve structural refinements and thus were omitted. The details of crystallographic data and selected bond distances and bond angles for 3 and 4 have been provided in Tables S4a-S4c and S5a-S5c.
Table S4a
Crystal data and structure refinement for Complex 3.
Identification code JC_TKR_01_32
Empirical formula C29 H38 Cl3 Ir2 N3 Table S5a Crystal data and structure refinement for Complex 4.
Identification code JC_MM_58_0m
Empirical formula C29 H36 Cl3 N3 O2 Ru2
Formula weight 767.10 
